The DFT-optimized geometries (in XYZ file format) which discussed in the main text, using the B3LYP 
Assessments for DFT functionals
To check whether our computational results were reliable or not, here we performed a simple assessment using the five commonly used functionals; B3LYP, B3PW91, B97D, M06, and PBE0. The DFT-optimized bond lengths overestimated those of the experimental values for all functionals, although the DFT-optimized bond angles agreed well with the experimental values. These results clearly indicate that a crystal packing effect must be taken into account for the experimental bond lengths. Moreover, because amounts of the functional dependency and crystal packing effect are likely in same order, it is difficult to conclude which functional is the most reliable only from the optimized geometry.
Thus, we also checked the functional dependency in energy calculations. Figure S1 showed the potential energy changes toward the reduction of amide as discussed in the manuscript. Note that the geometries were taken from the B3LYP calculations. It should be noted that all the functionals gave qualitatively the same results.
Consequently, functional dependency was reasonably small in our system. Again, it is however, very difficult to conclude which functional is better to use. To keep robustness and generality in our computational results and discussions, we simply employed the B3LYP functional which have been well demonstrated for ground state reactions of 4d and 5d transition metal complexes. 
Chalk
Around the C barrier must be larger than 25
Chalk-Harrod mechan

Figure S
Harrod mechanism from Figure S2 shows the potential energy curve toward the C=O bond insertion into the Pt Around the C-H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy barrier must be larger than 25 Figure S2 .
ism from A5
shows the potential energy curve toward the C=O bond insertion into the Pt H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy barrier must be larger than 25-30 kcal/mol, the direct C Potential energy curve toward the C=O insertion into the Pt
A5a
shows the potential energy curve toward the C=O bond insertion into the Pt H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy 30 kcal/mol, the direct C Potential energy curve toward the C=O insertion into the Pt shows the potential energy curve toward the C=O bond insertion into the Pt H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy 30 kcal/mol, the direct C=O bond insertion from Potential energy curve toward the C=O insertion into the Pt shows the potential energy curve toward the C=O bond insertion into the Pt H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy =O bond insertion from Potential energy curve toward the C=O insertion into the Pt shows the potential energy curve toward the C=O bond insertion into the Pt H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy =O bond insertion from A5a is unfavorable.
Potential energy curve toward the C=O insertion into the Pt-H bond of shows the potential energy curve toward the C=O bond insertion into the Pt-H bond of H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy is unfavorable.
H bond of A5a
H bond of A5 H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy is unfavorable.
a.
A5a.
H bonding region, there is a shelf structure but no energy minima. Moreover, because the energy Figure S3 . 
Order of Trans-Influence for Related Ligands
As summarized in Table S2 , the binding energies were estimated in the order of SiMe 3 < SiH 2 CH 3 < CH 2 CH 3 < H < OCH 3 and the Pt-Si bond length that was in the trans position to the ligand X changed in the order of SiH 2 CH 3 > SiMe 3 > CH 2 CH 3 > H > OCH 3 . From these results, trans influence of these ligands are estimated to be in the order of SiH 2 CH 3 = SiMe 3 > CH 2 CH 3 > H > OCH 3 . 
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